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SPATIALLY-DOPED CHARGE TRANSPORT
LAYERS

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present invention relates to charge transport layers
useful 1n organic electronic devices. The invention further
relates to electronic devices in which there 1s at least one
such charge transport layer.

2. Background

In organic electronic devices, such as organic light-
emitting diodes (“OLEDs”), that make up displays, the
organic active layer 1s sandwiched between two electrical
contact layers. In an OLED the organic active layer 1is
photoactive where upon application of a voltage across the
clectrical contact layers, the contact layers generate posi-
tively-charged holes and negatively charged electrons,
which combine 1n the photoactive layer and cause photon
generation. At least one of the electrical contact layers 1s
transparent or translucent so that the generated photons can
pass through the electrical contact layer and escape the
device.

It 1s well known to use organic electroluminescent com-
pounds as the photoactive component in OLEDs. Simple
organic molecules, conjugated polymers, and organometal-
lic complexes have been used.

These devices frequently include one or more charge
transport layers, which are positioned between the photoac-
tive (e.g., light-emitting) layer and one or both of the contact
layers. A hole transport layer may be positioned between the
photoactive layer and the hole-injecting contact layer, also
called the anode. An electron transport layer may be posi-
tioned between the photoactive layer and the electron-
injecting contact layer, also called the cathode.

There 1s a continuing need for charge transport layers.

SUMMARY OF THE INVENTION

A new charge transport layer 1s provided comprising a
host charge transport material and a guest charge transport
material, wherein said guest material 1s spatially doped
within the host material.

The foregoing general description and the following
detailed description are exemplary and explanatory only and
are not restrictive of the invention, as defined in the
appended claims.

BRIEF DESCRIPTION OF THE DRAWINGS

The mvention 1s illustrated by way of example and not
limitation in the accompanying figures.

FIG. 1: A schematic diagram of a prior art OLED device.

FIG. 2: A schematic diagram of another prior art OLED
device.

FIG. 3: A schematic diagram of an OLED device having
one embodiment of the new charge transport layer.

FIG. 4: A schematic diagram of an OLED device having
another embodiment of the new charge transport layer

FIG. 5: A comparison of radiance vs voltage curves for
OLED devices made with one embodiment of the new
charge transport layer (a hole transport layer) (curve 5-a)
and with conventional hole transport layers (curves 5-b and
5-c).

FIG. 6: A comparison of efliciency vs voltage curves for
OLED devices made with one embodiment of the new
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charge transport layer (a hole transport layer) (curve 6-a)
and with conventional hole transport layers (curves 6-b and

6-c).
FIGS. 7-10: Are schematic diagrams of an OLED device
having other embodiments of a new charge transport layer.

DETAILED DESCRIPTION OF TH.
PREFERRED EMBODIMENTS

L1l

A new charge transport layer comprises a host charge
transport material and a guest charge transport material,
wherein said guest material 1s spatially doped within the host
materal.

Another embodiment 1s a new organic electronic device
having at least one charge transport layer comprising a host
charge transport material and a guest charge transport mate-
rial, wherein said guest material 1s spatially doped within the
host matenal.

As used herein, the term *“‘charge transport material” 1s
intended to mean a compound or combination of compounds
that can receive a charge from an electrode and facilitate its
movement through the thickness of the material with rela-
tively high efliciency and small loss of charge. Hole trans-
port materials are capable of receiving a positive charge
from an anode and transporting it. Electron transport mate-
rials are capable of receiving a negative charge from a
cathode and transporting it.

As used herein, the term “host” 1s intended to mean a
material which 1s present 1n an amount equal to or greater
than 50% by weight of the charge transport layer. The term
“ouest” 15 intended to mean a material which 1s present in an
amount equal to or less than 50% by weight of the charge
transport layer. In one embodiment, the host 1s at least 60%
of the charge transport layer. In one embodiment, the host 1s
at least 75% of the charge transport layer. In one embodi-
ment, the host 1s at least 85% by weight of the charge
transport layer. In another embodiment, the host 1s at least
90% by weight of the charge transport layer. In another
embodiment, the host 1s at least 95% by weight of the charge
transport layer.

As used herein, the term “spatially doped” 1s intended to
mean that a first material (guest) 1s located 1 a spatially
discrete arecas within a second material (host) such that
together the two matenials create a charge transport layer
(e.g., the first material 1s neither distributed in the second
material so as to create a substantially uniform or homog-
enous composition of the two maternials nor are the two
materials used to create separate layers of two of the
materials 1 the device.) Rather the guest 1s located within
the host 1n spatially discrete locations as shown, for example

in FIGS. 3, 4, and 7-10.

Moreover, the first and second materials may be compo-
sitions comprising two or more charge transport components
(such as two or more compounds and/or polymers), or may
be compositions comprising one or more components that
provide substantially all of the charge transport character-
istics of the material and one or more component that
provides little or no charge transport characteristics of the
material.

In selecting guest and host materials for use 1n the new
charge transport layer, the guest and host materials should be
sufliciently compatible with one another so as to not sig-
nificantly trap either holes or electrons (depending on
whether such 1s a hole transport layer or an electron transport
layer, respectively). Any number of techniques can be used
to determine presence and degree of charge traps and such
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techniques include (1) impedance spectroscopy and (2)
thermally stimulated currents.

Moreover, the new charge transport layer should be
suiliciently compatible with the layers of the organic elec-
tronic device 1n which 1t 1s used so as to not significantly trap
either holes or electrons (depending on whether such 1s a
hole transport layer or an electron transport layer, respec-
tively), which can also be determined as explained above. In
one embodiment, both the host and guest materials are hole
transport materials. Examples of hole transport materials
have been summarized 1n, for example, Kirk-Othmer Ency-
clopedia of Chemical Technology, Fourth Edition, Vol. 18, p.
837-860, 1996, by Y. Wang. Both hole transporting mol-
ecules and polymers can be used. Commonly used hole
transporting molecules include, but are not limited to: N,N'-
diphenyl-N,N'-bis(3-methylphenyl)-[ 1,1'-biphenyl]-4,4'-d1-
amine (1PD), 1,1-bis[(d14-tolylamino) phenyl]cyclohexane
(TAPC), N,N'-bis(4-methylphenyl)-N,N'-bis(4-cthylphe-
nyl)-[1,1'-(3,3'-dimethyl)biphenyl]-4,4'-diamine  (ETPD),
tetrakis-(3-methylphenyl)-N,N,N', N'-2,5-phenylenedi-
amine (PDA), a-phenyl-4-N,N-diphenylaminostyrene
(TPS), p-(diethylamino)benzaldehyde diphenylhydrazone
(DEH), triphenylamine (TPA), bis[4-(IN,N-diethylamino)-2-
methylphenyl|(4-methylphenyl)methane (MPMP), 1-phe-
nyl-3-[p-(diethylamino)styryl]-5-[p-(diethylamino)phenyl ]
pyrazoline (PPR or DEASP), 1,2-trans-bis(9H-carbazol-9-
yl)cyclobutane (DCZB), N.N,N', N'-tetrakis(4-methylphe-
nyl)-(1,1'-biphenyl)4,4'-diamine (TTB), 4,4'-bis[N-(1-naph-
thyl)-N-phenylamino]biphenyl (NPB or NPD), carbazole
biphenyl (CBP), and porphyrinic compounds, such as cop-
per phthalocyanine. Commonly used hole transporting poly-
mers include, but are not limited to polyvinylcarbazole,
(phenylmethyl)polysilane, polythiophenes, such as poly(3,
4-ethylenedioxythiophene), polypyrroles, and polyanilines.
It 1s also possible to obtain hole transporting materials by
doping hole transporting molecules such as those mentioned
above 1to polymers, including those that are not typically
charge transporting such as polystyrene and polycarbonate.
In such a doped polymer, the hole transporting molecules are
distributed throughout the polymer in a fashion to achieve a
substantially homogenous composition (to the extent pos-
sible 1n view of the specific polymer(s) and hole transport
molecule(s) selected). In one embodiment of the new charge
transport layer, a polymer substantially-homogenously
doped with hole transporting molecules 1s used as one of the
charge transport materials (either 1n the host or guest mate-
rial).

In one embodiment, the host hole transport material used
in new charge transport layer is selected from any of the hole
transport materials given above or mixtures thereof. In one
embodiment, the host has a high mobility for holes (positive
charges), >107° cm*N/sec at the operating voltage. Its high-
est occupied molecular orbital (“HOMO™) levels should be
selected to allow low barrier hole 1njection from the anode.
In one embodiment, the host 1s also capable of transporting
electrons, with a mobility >10~" cm®N/sec at the operating
voltage. The thickness of the host hole transport layer can
range between 1 nm to 1000 nm. In one embodiment, the
host thickness 1s from 10 nm to 500 nm.

In one embodiment, the guest hole transport material 1s
selected from any of the above hole transport materials or
mixtures thereod, but 1s different from the host material. In
one embodiment, the guest material has a high mobaility for
holes (positive charges), >107° cm”N/sec at the operating

voltage. In one embodiment, the lowest unoccupied molecu-
lar orbital (“LUMO™) level of the guest hole transport
material 1s higher than the LUMO level of the host hole

10

15

20

25

30

35

40

45

50

55

60

65

4

transport material. “Higher” 1s defined as closer to the
vacuum level which 1s energy zero, so “higher energy”
means the absolute value of the energy 1s smaller.

In one embodiment, the new charge transport layer com-
prises a host hole transport material that comprises a com-
pound having at least two carbazole groups and the guest
hole transport material comprises a triarylmethane com-
pound.

In one embodiment, the new charge transport layer com-
prises host hole transport material that comprises a com-
pound of Formula I below:

} OO :

wherein E is selected from a single bond, (CR'R?), ., O, S,
(SiR'R?), wherein m is an integer of 1 to 20, wherein R* and
R* are each independently selected from H, F, alkyl, aryl,
alkoxy, aryloxy, fluoroalkyl, fluoroaryl, fluoroalkoxy, and
fluoroaryloxy, and wherein R' and R® can, when taken
together, can form 3- or 6-membered rings.

In one embodiment, the new charge transport comprises a
guest hole transport material that comprises a compound of
Formula II below:

(1)

/AIJ—NR32
XsArl—CH
Arl—NR?,

wherein:

Ar' can be the same or different at each occurrence and is
selected from aryl and heteroaryl;

R can be the same or different at each occurrence and is
selected from H, alkyl, heteroalkyl, aryl, heteroaryl, aryla-
lkylene, heteroarylalkylene, C H F,, and C.H_F ,; or adja-
cent R® groups can be joined to form 5- or 6-membered
rings;

X can be the same or different at each occurrence and 1s
selected from R”, alkenyl, alkynyl, N(R"),, OR', OC, H F,,
OC/H_F ,, halide, NO,, OH, CN, and COOR';

n 1s an integer, and

a, b, ¢, and d are 0 or an 1nteger such that a+b =2n+1, and
c+d =3.

In one embodiment, the host 1s CBP and the guest 1s
MPMP.

In one embodiment, both the host and guest charge
transport materials are electron transport materials.
Examples of electron transport materials include, but are not
limited to, metal chelated oxinoid compounds, such as
bis(2-methyl-8-quinolinolato)(para-phenyl-phenolato)alu-
minum(IIl) (BAIQ) and tris(8-hydroxyquinolato)aluminum
(Alqg,); azole compounds such as 2-(4-biphenylyl)-3-(4-t-
butylphenyl)-1,3,4-oxadiazole (PBD), 3-(4-biphenylyl)-4-
phenyl-5-(4-t-butylphenyl)-1,2,4-triazole (TAZ), and 1,3.5-

[l




us 7,300,731 B2

S

tri(phenyl-2-benzimidazole)benzene (1PBI); quinoxaline
derivatives such as 2,3-bis(4-fluorophenyl)quinoxaline;
phenanthroline dernivatives such as 9,10-diphenylphenan-
throline (DPA) and 2,9-dimethyl-4,7-diphenyl-1,10-phenan-
throline (DDPA); and mixtures thereof.

In one embodiment, the host electron transport material
used 1n the new charge transport layer 1s selected from any
of the electron transport materials given above or mixtures
thereot. In one embodiment, the host has a high mobility for
electrons, >107° cm°N/sec at the operating voltage. Its
lowest un-occupied molecular orbital (“LUMO™) levels
should be selected to allow low barrier electron injection
from the cathode. The thickness of the host electron trans-
port layer can range between 1 nm to 1000 nm. In one
embodiment, the host thickness 1s from 10 nm to 500 nm.

In one embodiment, the guest electron transport material
1s selected from any of the above electron transport mate-
rials, but 1s different from the host material. In one embodi-
ment, the guest material has a high mobility for electrons,
>10"" cm”N/sec at the operating voltage. In one embodi-
ment, the highest occupied molecular orbital (“HOMO™)
level of the guest electron transport material 1s lower than
the HOMO level of the host electron transport material.
“Lower” 1s defined as further away from the vacuum level
which 1s energy zero, so “lower energy” means the absolute
value of the energy is larger.

Spatial doping of the guest charge transport material 1n the
host material can combine the positive attributes of different
charge transport materials.

Embodiments of the new charge transport layer include
the discrete layers of the guest materials at any desired
location within the host material. For example, in one
embodiment, the new charge transport layer comprises the
guest charge transport material spatially doped as a thin
sublayer within the host material.

In another embodiment, the guest maternial 1s discretely
deposited and located at the approximate center of the host
material 1n the new charge transport layer, or 1t can be
discretely positioned toward the top or bottom of the host
material. In one embodiment, the guest material creates a
sublayer having a thickness within the host material that 1s
less than 50% of the thickness of the host material used 1n
the new charge transport layer. In one embodiment, the
thickness of the guest sublayer 1s from 1% to 20% of the
thickness of the host material as deposited. In one embodi-
ment, 1t 1s from 2% to 10% of the thickness of the host
material as deposited. In one embodiment, the guest sub-
layer 1s less than 5 nm 1n thickness. In one embodiment, the
guest sublayer 1s less than 2 nm.

In other embodiments, the guest charge transport material
can be deposited so as to have different configurations within
the host charge transport material. In one embodiment, the
guest material 1s present as more than one sub layer within
the host material in the new charge transport layer. In one
embodiment, the guest material 1s present as a layer having
discontinuities. In one embodiment, the guest matenal 1s
present as multiple discrete 1slands within the host material.
The 1slands may be the same size or different sizes. In one
embodiment, the guest material 1s present at differing
amounts or gradations, the guest concentration varying
across the thickness of the host material. That 1s the multiple
discrete 1slands may have differing thicknesses and/or be
located at differing discrete locations so that some are closer
to the electrode side of the charge transport layer, while
other discrete 1slands are in the approximate center of the
charge transport layer, while still others are nearer to the

other active layers 1n the organic electronic device.
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Electronic Device

Another embodiment 1s a new organic electronic device
having at least one charge transport layer comprising a host
charge transport material and a guest charge transport mate-
rial, wherein said guest matenal 1s spatially doped within the
host matenal.

Organic electronic devices that may benefit from having
one or more the new charge transport layer include, but are
not limited to, (1) devices that convert electrical energy 1nto
radiation (e.g., a light-emitting diode, light emitting diode
display, or diode laser), (2) devices that detect signals
through electronics processes (e.g., photodetectors., photo-
conductive cells, photoresistors, photoswitches, phototrans-
1stors, phototubes, IR detectors), (3) devices that convert
radiation into electrical energy, (e.g., a photovoltaic device
or solar cell), and (4) devices that include one or more
clectronic components that include one or more organic
semi-conductor layers (e.g., a transistor or diode). Other
uses for the new charge transport layers imclude photocon-
ductors and electrophotographic devices.

In one embodiment, the new organic electronic device 1s
an OLED. In general, this device comprises a photoactive
layer positioned between two electrical contact layers. Spe-
cific embodiments of the new charge transport layer of the
present invention may be used between the photoactive layer
and the first contact layer (anode) as a hole transport layer
and/or between the photoactive layer and the second contact
layer (cathode) as an electron transport layer The device may
include a support or substrate, onto which the active mate-
rials are deposited, that can be adjacent to the anode layer or
the cathode layer.

The anode 1s an electrode that 1s particularly eflicient for
injecting positive charge carriers. It can be made of, for
example materials containing a metal, mixed metal, alloy,
metal oxide or mixed-metal oxide, or 1t can be a conducting
polymer, and mixtures thereof. Suitable metals include the
Group 11 metals, the metals 1n Groups 4, 5, and 6, and the
Group 8-10 transition metals. If the anode 1s to be light-
transmitting, mixed-metal oxides of Groups 12, 13 and 14
metals, such as indium-tin-oxide (“ITO’), are generally
used. The anode may also comprise an organic material such
as polyaniline as described 1n “Flexible light-emitting diodes
made from soluble conducting polymer,” Nature vol. 357,
pp 477-479 (11 Jun. 1992). The cathode 1s an electrode that
1s particularly eflicient for injecting electrons or negative
charge carriers. The cathode can be any metal or nonmetal
having a lower work function than the anode. Matenals for
the cathode can be selected from alkali metals of Group 1
(e.g., L1, Cs), the Group 2 (alkaline earth) metals, the Group
12 metals, including the rare earth elements and lanthanides,
and the actimdes and mixtures thereof. Materials such as
aluminum, mndium, calcium, barium, samarium and magne-
sium, as well as combinations, can be used. Li-containing
organometallic compounds, LiF, and [1,0O can also be
deposited between the organic layer and the cathode layer to
lower the operating voltage. Examples include LiF/Al and
Mg/Ag.

With respect to OLED devices, at least one of the anode
and cathode should be at least partially transparent to allow
the generated light to be observed.

In an OLED device, the photoactive layer may typically
comprise any organic electroluminescent (“EL”) matenal,
including, but not limited to, fluorescent dyes, ﬂuorescen‘[
and phosphorescent metal complexes, conjugated polymers,
and mixtures thereof. Examples of fluorescent dyes include,
but are not limited to, pyrene, perylene, rubrene, derivatives
thereof, and mixtures thereof. Examples of metal complexes
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include, but are not limited to, metal chelated oxinoid
compounds, such as tris(8-hydroxyquinolato)aluminum
(Alg3); and cyclometalated iridium and platinum electrolu-
minescent compounds. Examples of conjugated polymers
include, but are not limited to poly(phenylenevinylenes), 5
polyfluorenes, poly(spirobifluorenes), polythiophenes, poly
(p-phenylenes), copolymers thereof, and mixtures thereof.

In one embodiment, the photoactive material 1s an orga-
nometallic electroluminescent compound. In one embodi-
ment, the photoactive matenal 1s selected from cyclometa- 10
lated irdium and platinum electroluminescent compounds
and mixtures thereof. Complexes of Iridium with phenylpy-
ridine, phenylquinoline, or phenylpyrimidine ligands have
been disclosed as electroluminescent compounds in Petrov
et al., Published PCT Application WO 02/02714. Other 15
organometallic complexes have been described 1n, for
example, published applications US 2001/0019782, EP
1191612, WO 02/15645, and EP 1191614. Electrolumines-
cent devices with an active layer of polyvinyl carbazole
(PVK) doped with metallic complexes of iridium have been 20
described by Burrows and Thompson in published PCT
applications WO 00/70655 and WO 01/41512. Electrolumi-
nescent emissive layers comprising a charge carrying host
material and a phosphorescent platinum complex have been
described by Thompson et al., in U.S. Pat. No. 6,303,238, 25
Bradley et al., in Synth. Met. (2001), 116 (1-3), 379-383, and
Campbell et al., in Phys. Rev. B, Vol. 65 085210. Analogous
tetradentate platinum complexes can also be used. These
clectroluminescent complexes can be used alone, or doped
into charge-carrying hosts, as noted above. 30

In one embodiment, the new charge transport layer 1s a
spatially-doped hole transport layer and the electron trans-
port layer comprises any conventional electron transport
material, as described above. This 1s illustrated in FIG. 3.
Layer 310 1s a substantially transparent anode, typically 35
I'TO. Optional layer 3135 15 a hole injection layer. A spatially-
doped hole transport layer 320 1s on top of the hole injection
layer, when present, or the cathode. The spatially-doped hole
transport layer comprises a host hole transport Imaterial 321,
spatially doped with an ultra thin guest hole transport sub 40
layer 325.

FIGS. 7 -10 illustrate other exemplary embodiments of
discretely located guest hole transport materials within the
host hole transport material. In the illustrated example of
FIGS. 3, and 7-10, a photoactive layer 330 1s on top of the 45
spatially doped hole transport layer, 320. In this illustration,
the photoactive layer 1s luminescent. An electron transport
layer 340 1s on top of the photoactive layer. Optionally, an
clectron 1njection layer 350 1s on top of the electron transport
layer. An electron imjection layer, as used herein, 1s a layer 50
that receives electrons from the cathode and transports them
to the electron transport layer and/or another active layer,
such as light emitting layer in an OLED. A cathode 360 1s
on top of the electron injection layer, when present, or the
photoactive layer. 55

In one embodiment, the new charge transport layer 1s an
clectron transport layer 1s a spatially-doped electron trans-
port layer and the hole transport layer comprises any con-
ventional hole transport material, as described above. This 1s
illustrated 1 FIG. 4, which 1s a example of one OLED 60
device. Layer 410 1s a substantially transparent anode,
typically I'TO. Optional layer 415 1s a hole injection layer. A
hole transport layer 420 1s on top of the hole 1njection layer,
when present, or the anode. A photoactive layer 430 1s on top
of the hole transport layer. In this 1llustration, the photoac- 65
tive layer 1s luminescent. A spatially-doped electron trans-
port layer 440 1s on top of the photoactive layer. The

8

spatially-doped layer comprises a host electron transport
maternal 441, spatially doped with an ultra thin guest elec-
tron transport material as sublayer 445. It should be appre-
ciated that the illustrations of the discrete locations of the
guest material 1 the host material illustrated i FIGS. 7
through 10 are equally applicable for an electron transport
layer, but specific figures are not shown. Optionally, an
clectron 1njection layer 450 1s on top of the electron transport
layer. An electron injection layer, as used herein, 1s a layer
that receives electrons from the cathode and transports them
to the electron transport layer and/or light emitting layer. A
cathode 460 1s on top of the electron injection layer, when
present, or the photoactive layer. Typically, the cathode 1s
LiF/Al or Mg/Ag.

In one embodiment, an organic device comprises at least
one hole transport layer that 1s one embodiment of the new
charge transport layer of the present invention and at least
one electron transport layer that 1s another embodiment of
the new charge transport layer of the present invention.

It 1s known to have other layers in organic electronic
devices. For example, there can be a layer between the anode
and the hole transport layer to facilitate positive charge
transport and/or band-gap matching of the layers, or to
function as a protective layer. Layers that are known 1n the
art can be used. In addition, any of the above-described
layers can be made of two or more layers. Alternatively,
some or all of the anode layer, the hole transport layer, the
clectron transport layers, and the cathode layer, may be
surface treated to increase charge carrier transport efliciency.
The choice of maternials for each of the component layers 1s
preferably determined by balancing the goals of providing a
device with high device efliciency with device operational
lifetime.

It 1s understood that each functional layer may be made up
of more than one layer.

The device can be prepared by depositing the various
materials using any known technique, including, but not
limited to vapor deposition techniques, liquid deposition
techniques, thermal transfer techniques, and combinations
thereof. The individual layers are sequentially deposited on
a suitable substrate. Substrates such as glass, ceramic, met-
als, and polymeric films can be used. Conventional vapor
deposition techniques can be used, such as thermal evapo-
ration, chemical vapor deposition, and the like. Alterna-
tively, the organic layers can be applied using liquid depo-
sition techniques. The liquid can be 1n the form of a solution,
dispersion, suspension, emulsion, or the like. Typical liquid
deposition techniques include, but are not limited to, con-
tinuous deposition techniques such as spin coating, gravure
coating, curtain coating, dip coating, slot-die coating, spray
coating, and continuous nozzle coating; and discontinuous
deposition techniques such as ink jet printing, gravure
printing, and screen printing. To achieve the new charge
transport layer of the present invention, the guest material
and host matenial are deposited discretely and may be
deposited using the same or different techniques, depending
on the actual materials and other fabrication considerations
for a particular device.

In general, the different layers will have the following
range of thicknesses: anode 110, 500-5000 A, in one
embodiment 1000-2000 A; hole transport layer 120,
50-2000 A, in one embodiment 200-1000 A; photoactive
layer 130, 10-2000 A, in one embodiment 100-1000 A;
electron transport layer 140 and 150, 50-2000 A, in one
embodiment 100-1000 A cathode 160, 200-10000 A, in one
embodiment 300-5000 A. The location of the electron-hole
recombination zone in the device, and thus the emission
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spectrum of the device, can be aflected by the relative
thickness of each layer. For example, with respect to an
OLED, the thickness of the electron-transport layer should
be chosen so that the electron-hole recombination zone 1s in
the light-emitting layer. The desired ratio of layer thick-
nesses will depend on the exact nature of the materials used.

As used herein, the term *“alkyl” 1s intended to mean a
group derived from an aliphatic hydrocarbon having one
point of attachment. The term *“alkenyl” 1s intended to mean
a group derived from a hydrocarbon having one or more
carbon-carbon double bonds and having one point of attach-
ment. The term “alkynyl” 1s intended to mean a group
derived from a hydrocarbon having one or more carbon-
carbon triple bonds and having one point of attachment. The
term “‘aryl” i1s intended to mean a group derived from an
aromatic hydrocarbon having one point of attachment. The
term “‘arylalkylene” 1s mntended to mean a group derived
from an alkyl group having an aryl substituent. The term
“alkoxy” refers to an alkyl group attached to an oxygen
atom, and further attached to another molecule by the
oxygen. The term “aryloxy™ refers to an aryl group attached
to an oxygen atom, and further attached to another molecule
by the oxygen.

The term “group” i1s mtended to mean a part of a com-
pound, such as a substituent 1n an organic compound.

The term “compound” 1s intended to mean an electrically
uncharged substance made up of molecules that further
consist of atoms, wherein the atoms cannot be separated by
physical means.

The term “layer” 1s used interchangeably with the term
“film” and refers to a coating covering a desired area. The
area can be as large as an entire device or a specific
functional area such as the actual visual display, or as small
as a single sub-pixel. Films can be formed by any conven-
tional deposition technique, including vapor deposition and
liquid deposition.

As used herein, the terms “emitter”, “luminescent mate-
rial”, or “photoactive” refer to a material that emits light
when activated by an applied voltage (such as 1n a light-
emitting diode or light-emitting electrochemical cell), or
responds to radiant energy and generates a signal with or
without an applied bias voltage (such as 1n a photodetector
or photoconductor), as the case may be in the specific
device, as will be understood from the context.

As used heremn, an “organometallic compound™ 1s a
compound having a metal-carbon bond. The organometallic
compound may include metal atoms from Groups 3 through
15 of the Periodic Table and mixtures thereof.

The prefix “hetero” indicates that one or more carbon
atoms has been replaced with a different atom.

The prefix “fluoro” indicates that one or more hydrogens
bonded to a carbon has been replaced with fluorine.

Unless otherwise indicated, all groups can be unsubsti-
tuted or substituted. Unless otherwise indicated, all groups
can be linear, branched or cyclic, where possible. Unless
otherwise indicated, all groups can have from 1-30 carbon
atoms.

The phrase “adjacent to,” when used to refer to layers in
a device, does not necessarily mean that one layer is
immediately next to another layer. On the other hand, the
phrase “adjacent R groups™ 1s used to refer to R groups that
are next to each other in a chemical formula (1.e., R groups
that are on atoms joined by a bond).

The IUPAC number system 1s used throughout, where the
groups irom the Periodic Table are numbered from leit to
right as 1-18 (CRC Handbook of Chemistry and Physics,
81°° Edition, 2000).

10

15

20

25

30

35

40

45

50

55

60

65

10

As used herein, the phrase “X 1s selected from A, B, and
C” 1s equivalent to the phrase “X 1s selected from the group
consisting of A, B, and C”, and 1s imntended to mean that X
1s A, or X 1s B, or X 1s C. The phrase “X 1s selected from 1
through n” 1s intended to mean that X 1s 1, or X 1s 2, . . . or
X 1S 1.

As used herein, the terms “comprises,” “comprising,”
“includes,” “including,” “has,” “having” or any other varia-
tion thereot, are intended to cover a non-exclusive inclusion.
For example, a process, method, article, or apparatus that
comprises a list of elements 1s not necessarily limited to only
those elements but may include other elements not expressly
listed or mherent to such process, method, article, or appa-
ratus. Further, unless expressly stated to the contrary, “or”
refers to an inclusive or and not to an exclusive or. For
example, a condition A or B 1s satisfied by any one of the
following: A 1s true (or present) and B 1s false (or not
present), A 1s false (or not present) and B 1s true (or present),
and both A and B are true (or present).

Also, use of the “a” or “an” are employed to describe
clements and components of the invention. This 1s done
merely for convenience and to give a general sense of the
invention. This description should be read to include one or
at least one and the singular also includes the plural unless
it 1s obvious that i1t 1s meant otherwise.

Unless otherwise defined, all technical and scientific
terms used herein have the same meaning as commonly
understood by one of ordinary skill in the art to which this
invention belongs. Unless otherwise defined, all letter sym-
bols 1n the figures represent atoms with that atomic abbre-
viation. Although methods and materials similar or equiva-
lent to those described herein can be used in the practice or
testing of the present invention, suitable methods and mate-
rials are described below. All publications, patent applica-
tions, patents, and other references mentioned herein are
incorporated by reference in their entirety. In case ol con-
flict, the present specification, including definitions, will
control. In addition, the maternials, methods, and examples
are illustrative only and not intended to be limiting.

The new charge transport layer and its uses will now be
described by reference to the {following non-limiting

examples.

bl B 4 4

EXAMPLES

The following examples illustrate certain features and
advantages of the present invention. They are intended to be
illustrative of the invention, but not limiting. All percentages
are by weight, unless otherwise indicated.

(General Procedure

OLED devices were fabricated by the thermal evaporation
technique. The base vacuum for all of the thin film deposi-
tion was in the range of 107° torr. The deposition chamber
was capable of depositing eight diferent films without the
need to break the vacuum. Patterned indium tin oxide coated
glass substrates from Thin Film Devices, Inc were used.
These ITO’s are based on Corning 1737 glass coated with
1400 A ITO coating, with sheet resistance of 30 ohms/
square and 80% light transmission. The patterned ITO
substrates were then cleaned ultrasonically 1n aqueous deter-
gent solution. The substrates were then rinsed with distilled
water, followed by 1sopropanol, and then degreased in
toluene vapor.

The cleaned, patterned I'TO substrate was then loaded 1nto
the vacuum chamber and the chamber was pumped down to
107° torr. The substrate was then further cleaned using an




us 7,300,731 B2

11

oxygen plasma for about 5 minutes. After cleaning, multiple
layers of thin films were then deposited sequentially onto the
substrate by thermal evaporation. Patterned metal electrodes
(Al or L1F/Al) were deposited through a mask. The thickness
of the film was measured during deposition using a quartz
crystal monitor. The completed OLED device was then
taken out of the vacuum chamber and characterized 1mme-
diately without encapsulation.

The OLED samples were characterized by measuring
theirr (1) current-voltage (I-V) curves, (2) electrolumines-
cence radiance versus voltage, and (3) electroluminescence
spectra versus voltage. The I-V curves were measured with
a Keithley Source-Measurement Unit Model 237. The elec-
troluminescence radiance (in the unit of cd/m?) vs. voltage
was measured with a Minolta LS-110 luminescence meter,
while the voltage was scanned using the Keithley SMU. The
clectroluminescence spectrum was obtained by collecting
light using an optical fiber, through an electronic shutter,
dispersed through a spectrograph, and then measured with a
diode array detector. All three measurements were per-
formed at the same time and controlled by a computer. The
clliciency of the device at a certain voltage 1s determined by
dividing the electroluminescence radiance of the LED by the
current density needed to run the device. The unit 1s 1n cd/A.

Materials used 1n the examples are listed below. MPMP 1s
the guest hole transport material, CBP 1s the host hole
transport material, DPA 1s the electron transport material,
AIQ 1s the electron 1njection material, and G1 1s a green
emitter. Their molecular structures are shown in the follow-
ng:

7
|
NCattys
VPP
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-continued

DPA

\
/

Comparative Example 1

Gl

In this comparative example a device was made having a
prior art structure, as shown in FIG. 1. The device 100 has
an anode layer 110 and a cathode layer 160. Adjacent to the
anode 1s a layer 120 comprising hole transport materal.
Adjacent to the cathode 1s a layer 140 comprising two
clectron transport material Between the hole transport layer
and the electron transport layer 1s the photoactive layer 130.
As an option, devices frequently use another electron injec-
tion layer 150, next to the cathode, and/or another hole
injection layer 115, next to the anode. In this example,
optional layer 115 1s not present.

The device was made according to the General Procedure
with the following configuration, with layer thicknesses
given 1n parenthesis:

Substrate: glass
Anode: 1TO

Hole transport layer: MPMP (304 A)
Emitter: G1 (401 A)

Electron transport layer: DPA (102 A)
Electron transport layer: AIQ(303 A)
Cathode: LiF(10 A)/A1(505 A)
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The device emits green light with an electroluminescent
elliciency o1 25 cd/A at 13 V, and a radiance of 10,000 cd/m?2
at 19 V. Its radiance vs. voltage curve 1s shown 1n FIG. 5, as

5-c. Its efliciency vs. voltage curve 1s shown in FIG. 6, as
0-c.

Comparative Example 2

In this comparative example a device was made having a
prior art structure, as shown i FIG. 1.

The device was made according to the General Procedure
with the following configuration:

Substrate: glass

Anode: ITO

Hole transport layer: CBP (302 A)
Emitter: G1 (405 A)

Electron transport layer: DPA (103 A)

Electron transport layer: AIQ(303 A)

Cathode: LiF(10 A)/Al1(505 A)

The device emits green light with an electroluminescent
efficiency of 15 cd/A at 7 V, and a radiance of 25,000 cd/m”
at 12 V. Its radiance vs. voltage curve 1s shown in FIG. 5, as
5-b. Its efliciency vs. voltage curve 1s shown in FIG. 6, as
6-b.

Compared to devices made with MPMP as the hole
transport layer, the CBP based devices show higher radiance
and lower threshold voltage for injection while the MPMP

based devices show higher efliciency, as shown 1 FIGS. 5
and 6.

Comparative Example 3

In this comparative example a device was made having a
prior art structure, which has been disclosed in US 2003/
0075720 Al, and 1s shown in FIG. 2. Layer 201 is the
transparent substrate, over which anode 202 1s formed.
Layer 203 1s the hole transport layer; 2035 the light emaitter
layer 206 and 207 are two electron transport layers and 208
1s the cathode. A thin interface layer 204 1s inserted between
the hole transport layer and the light emiter layer to enhance
the device luminance efliciency. The thickness of the inter-
tace layer 1s 1n the range of 0.1 to 5 nm. Typical matenals
used as the interface layer are: anthracene, terphenyl, quater-
phenyl, hexaphenylbenzene, phenyloxazole, and spirobii-
luorene.

The device was made according to the General Procedure
with the following configuration:

Substrate: glass
Anode: ITO

Hole transport layer: MPMP (303 A)
Thin interface layer: anthracene (4 A)

Emitter: G1 (402 A)

Electron transport layer: DPA (103 A)

Electron transport layer: AIQ(301 A)
Cathode: LiF(10 A)/A1(505 A)

The device emits green light with an electroluminescent
efficiency of 1.3 cd/A at 15V, and a radiance of 800 cd/m”
at 20 V. These numbers are more than one order of magni-
tude lower than devices made with MPMP alone as the hole
transport layer as shown in Example 1. Clearly, the addition
of a thin interface layer between the hole transport layer and
the emitter layer did not improve the device properties.
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Example 1

In this example a new device was made having the
structure shown 1n FIG. 3.

A series of devices were made according to the General
Procedure with the following device configuration:

Substrate: glass

Anode: ITO

New Charge Transport layer, a Spatially-doped hole trans-
port layer:

CBP/MPMP/CBP Emitter layer: G1

Electron transport layer: DPA

Electron transport layer: AlQ)

Cathode: LiF/Al

The thickness of thin MPMP guest sublayer 1s a substan-
tially continuous sublayer (and not islands of guest material)
and varies in thinkness from 50 A to 10 A. The weight % of
guest material 1n the hole transport layer was 13.31% wt;
5.35% wt; 4.60%:; and 2.73%, for Example 1a,1b,1c, and 1d,
respectively. The device configurations, peak efliciency, and
peak radiance of devices are summarized in Table I, which
illustrates that the new charge transport layer, in this
example the spatially-doped MPMP sublayer 1in the host
CBP hole transport material improved the device perfor-
mance dramatically compared to devices usmg MPMP or
CBP alone as the hole transport layer or using MPMP with
an anthracene interlayer.

The radiance vs voltage and efliciency vs voltage curves
of a device made with a 10 A thick MPMP layer spatially
doped in CBP 1s shown 1n FIG. § as 5-a, and FIG. 6 as 6-a.
in comparison with devices made with either MPMP or CBP
alone. Device made with 10 A spatially doped MPMP layer

shows both high efliciency and high radiance, combining the
positive attributes of both MPMP and CBP.

TABLE 1

Device configurations, peak efliciency, and peak radiance
of devices made with spatially doped hole transport laver.

Peak radiance,
cd/m?2

Peak efficiency,
cd/A

Device

Examples configuration

CBP(204 A) 21 cd/Aat9V

MPMP(53 A)
CBP(202 A)
G1(402 A)
DPA(101 A)
AlQ(301 A)
LiF(10 A)
Al(505 A)
CBP(207 A)
MPMP(22 A)
CBP(204 A)
G1(405 A)
DPA(101 A)
AlQ(303 A)
LiF(10 A)
Al(504 A)
CBP(204 A)
MPMP(15 A)
CBP(202 A)
G1(404 A)
DPA(102 A)
AlQ(303 A)
LiF(10 A)
Al(503 A)
CBP(201 A)
MPMP(11 A)
CBP(202 A)
G1(401 A)
DPA(102 A)
AlQ(301 A)
LiF(10 A)
Al(505 A)

Example 1-a 27,000 cd/m2 at 14 V

Example 1-b 24 cd/A at 14V 34,000 cd/m?2 at 18 V

Example 1-c 22 cd/Aat 7V 50,000 cd/m2 at 13 V

Example 1-d 24 cd/Aat 7V 60,000 cd/m2 at 18 V
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What 1s claimed 1s:

1. A charge transport layer comprising a host charge
transport material and a guest charge transport material,
wherein said guest material 1s not homogeneously distrib-
uted 1n the host material and 1s spatially-doped within the
host material.

2. A charge transport layer according to claim 1, wherein
the host material 1s a hole transport material and the guest
material 1s a hole transport material.

3. A charge transport layer according to claim 2, wherein
the lowest unoccupied molecular orbital level of the guest
hole transport material 1s higher than the lowest unoccupied
molecular orbital level of the host hole transport material.

4. A charge transport layer according to claim 2, wherein
the host material 1s different from the guest material, and
cach of the host material and guest material 1s selected from
N,N'-diphenyl-N,N'-b1s(3-methylphenyl)-[1,1'-biphenyl]4,
4'-diamine (TPD), 1,1-bis[(di4-tolylamino) phenyl]cyclo-
hexane (TAPC), N,N'-bis(4-methylphenyl)-N,N'-bis(4-eth-
ylphenyl)-[1,1'-(3,3'-dimethyl )biphenyl]-4,4'-diamine
(ETPD), tetrakis-(3-methylphenyl)-N,N,N', N'-2,5-phe-
nylenediamine (PDA), a-phenyl-4-N,N-diphenylaminosty-
rene (1PS), p-(diethylamino)benzaldehyde diphenylhydra-
zone (DEH), triphenylamine (TPA),  bis[4-(N,N-
diethylamino)-2-methylphenyl](4-methylphenyl)methane
(MPMP), 1-phenyl-3-[p-(diethylamino)styryl]-5-[p-(diethy-
lamino)phenyl] pyrazoline (PPR or DEASP), 1,2-trans-bis
(9H-carbazol-9-yl)cyclobutane (DCZB), N,N,N'.N',-tet-
raskis(4-methylphenyl)-(1,1-biphenyl)-4,4'-diamine (TTB),
4.4'-b1s[N-(1-naphthyl)-N-phenylamino]biphenyl (NPB or
NPD), carbazole biphenyl (CBP), porphyrinic compounds,
polyvinylcarbazole, (phenyimethyl)polysllane,  poly-
thiophenes, polypyrroles, polyanilines and mixtures thereof.

5. A charge transport layer according to claim 1, wherein
the host material 1s an electron transport material and the
guest material 1s an electron transport material.

6. A charge transport layer according to claim 3, wherein
the highest occupied molecular orbital level of the guest
clectron transport material 1s lower than the highest occu-
pied molecular orbital level of the host electron transport
material.

7. A charge transport layer according to claim 3, wherein
the host material 1s different from the guest material, and
cach of the host material and guest material 1s selected from
metal chelated oxinoid compounds, azole compounds, qui-
noxaline derivatives, phenanthroline derivatives, and mix-
tures thereof.

8. A charge transport layer according to claim 1, wherein
the host matenial 1s at least 60% by weight of the charge
transport layer.

9. A charge transport layer according to claim 1, wherein
the host material 1s at least 75% by weight of the charge
transport layer.

10. A charge transport layer according to claim 1, wherein
the charge transport layer has a first thickness and the guest
material comprises a thin film having a second thickness
within the host material, and the second thickness 1s less
than 50% of the first thickness.

11. A charge transport layer according to claim 10,
wherein the second thickness 1s from 1% to 20% of the first
thickness.

12. The charge transport layer of claim 1, wherein the
guest material 1s present 1n discrete locations within the host
material.
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13. The charge transport layer of claim 12, wherein the
guest material 1s present as an ultrathin sublayer within the
host matenal.

14. A charge transport layer comprising a host hole
transport material and a guest hole transport material,
wherein said guest material 1s spatially-doped within the
host material, wherein the host material comprises a com-
pound having at least two carbazole groups and the guest
material comprises a triarylmethane compound.

15. A charge transport layer comprising a host hole
transport material and a guest hole transport material,
wherein said guest material 1s spatially-doped within the
host material, wherein the host material comprises Formula
I below:

. - /  \ NQ(D
Hd

wherein E is selected from a single bond, (CR'R*)m, O,
S, (SiR'R*)m wherein m is an integer of 1 to 20,
wherein R' and R* are each independently selected
from H, F, alkyl, aryl, alkoxy, aryloxy, fluoroalkyl,
fluoroaryl, fluoroalkoxy, and fluoroaryloxy, and
wherein R' and R* can, when taken together, can form
5- or 6-membered rings; and wherein the guest hole
transport material comprises Formula II below:

(1)

/AII—NR32
XsArl—CH
Arl—NR’,

wherein:

Ar' can be the same or different at each occurrence and is
selected from aryl and heteroaryl;

R can be the same or different at each occurrence and is
selected from H, alkyl, heteroalkyl, aryl, heteroaryl,
arylalkylene, heteroarylalkylene, C H F,, and C.H _F ;
or adjacent R, groups can be joined to form 5- or

6-membered rings;

X can be the same or different at each occurrence and 1s
selected from R, alkenyl, alkynyl, N(R"),, OR", OC,
HF,, OC.H F_, halide, NO,, OH, CN, and COOR';

n 1s an integer, and

a, b, ¢, and d are 0 or an iteger such that a+b=2n+1, and
c+d=3.

16. A charge transport layer comprising a host hole

transport material and a guest hole transport material,

wherein said guest material 1s spatially-doped within the

host material, and wherein the host 1s CBP and the guest 1s
MPMP.

.
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